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Abstract: Hydrothermal liquefaction (HTL) of biomass is emerging as an effective technology to
efficiently valorize different types of (wet) biomass feedstocks, ranging from lignocellulosics to
algae and organic wastes. Significant research into HTL has been conducted in batch systems,
which has provided a fundamental understanding of the different process conditions and the
behavior of different biomass. The next step towards continuous plants, which are prerequisites
for an industrial implementation of the process, has been significantly less explored. In order to
facilitate a more focused future development, this review—based on the sources available in the open
literature—intends to present the state of the art in the field of continuous HTL as well as to suggest
means of interpretation of data from such plants. This contributes to a more holistic understanding of
causes and effects, aiding next generation designs as well as pinpointing research focus. Additionally,
the documented experiences in upgrading by catalytic hydrotreating are reported. The study reveals
some interesting features in terms of energy densification versus the yield of different classes of
feedstocks, indicating that some global limitations exist irrespective of processing implementations.
Finally, techno-economic considerations, observations and remarks for future studies are presented.
Keywords: HTL; continuous processes; biocrude; upgrading
1. Introduction
It is widely accepted that the need for renewable sources of energy is of utmost importance for the
sustainable development of our society. The increasing awareness on environmental concerns, such
as global warming, has pushed development towards new energy sources, which could, at the same
time, be renewable and sustainable. Among the different energy sources, biomass represents a very
important part, including into its definition a wide range of materials such as forestry and agricultural
residues, energy crops, but also organic wastes such as sewage sludge, food and sorted organic waste
can be all considered as biomass [1,2]. Due to its ubiquitous nature, biomass is widely spread all over
the world and its distribution is much more even than traditional fossil resources. Aquatic biomass, for
example algae, can potentially be grown in any place or in specific reactors, provided the availability
of water, sunlight, CO2 and nutrients [3,4]. Biomass can thus be considered the natural substitute for
fossil crude oil in the production of liquid fuels and petrochemicals [5].
For many applications, energy is required in liquid forms. Particularly for applications in the
field of transportation, for example, this is preferred in order to feed internal combustion engines or
turbines [6]. Moreover, the liquefaction of solid biomass is also a way to increase the energy density,
since the energy density of raw biomass is in general quite low. This fact directly affects the economic
sustainability of a biomass-based process, as it plays a role in the logistics costs. Additionally, once
a liquid is produced from biomass, such a liquid can also undergo further processing in order to be
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converted into drop-in fuels or into valuable chemicals. In order to achieve these positive effects,
however, biomass requires proper processing in efficient continuous process systems.
There are essentially two main classes of thermochemical processes able to produce a liquid fuel
directly from solid biomass: fast pyrolysis and hydrothermal liquefaction. The former involves a
very fast heating of biomass in the absence of oxygen and it is mostly addressed to biomass feedstock
with a reduced moisture content (usually lower than 10%), e.g., wood or straw [5,7]. The liquid
product resulting from fast pyrolysis generally has a relatively high oxygen content, requiring
intensive upgrading for most applications. Indeed, the presence of oxygen in bio-oil determines
its instability, especially when heated up to high temperatures. Therefore, these liquids would rapidly
polymerize when heated up, which would make their utilization in internal combustion engines quite
challenging [8]. On the other hand, hydrothermal liquefaction is potentially able to yield a liquid with
a considerably lower oxygen content and to work also with wet biomass, showing great flexibility in
terms of feedstock [9,10].
1.1. Hydrothermal Liquefaction Basics
Hydrothermal liquefaction (HTL) involves the reaction of biomass or organic material in the
presence of water at hydrothermal conditions, effectively in the range of temperatures from 250 ◦C
to 450 ◦C, and pressures from approximately 100–350 bar. At these conditions, water remains in a
liquid or relatively dense supercritical state. Due to the requirement of a wet reaction environment,
HTL is especially suited to wet feedstocks as the need for drying is alleviated. During HTL processing,
organic material undergoes a number of depolymerization reactions including hydrolysis, dehydration
and decarboxylation to form water-soluble intermediates, and repolymerization reactions including
various condensation mechanisms to form water insoluble products including biocrude and biochar.
Other products are gases, typically dominated by CO2 but, depending on biomass and reaction
conditions, with varying contents of H2, CH4 and CO, as well as an aqueous phase with soluble
organics, mostly in the form of alcohols, acids and phenols (for lignocellulosics).
Different types of biomass will undergo different reaction patterns and respond differently to
process conditions such as heating rate, temperature, pressure and pH. This review will not go
into details of reaction mechanisms, as several original works have presented reaction schemes for
lignocellulosic and other organic substrates, e.g., [11–18], the effect of pH modifiers (often referred
to as catalysts) (e.g., [19,20], but very often included in HTL studies), temperature and heating rate
studies [21–23]. A multitude of reviews are available for overviews, e.g., [9,10,23,24]. Most of these,
however, are based on studies in batch systems, but still elucidate the fundamental processes.
One aspect of HTL, however, which has consistently been overlooked in the HTL literature—batch
as well as continuous—is the effect of pressure at supercritical conditions. Commonly, the accepted
temperature and pressure intervals for HTL is much narrower than the one given above, typically
stated as maximum 350 ◦C and pressures up to 200 bar. At these conditions, the properties of water
have changed sufficiently to facilitate liquefaction: the dielectric constant has dropped by about 80%
to allow for improved solubility of non-polar compounds, but the ionic product is still high enough
(above ~10−14 [25]) to favor ionic reactions resulting in oil products rather than radical reactions
resulting in solids (coke) or gases. This is shown in Figure 1.
Temperatures above the critical temperature are typically referred to as the hydrothermal
gasification regime, due to the steep drop in ionic product by several orders of magnitude around
the critical temperature and pressure favoring radical reactions (Figure 1). However, this reasoning
has been based on a lack of emphasis on the role of pressure in hydrothermal systems, evident
by the absence of reported pressures or simply stating autogenic pressure in several batch studies.
This is reasonable at subcritical conditions where temperature is the dominant parameter, but becomes
significantly less so at near- and supercritical conditions. Although previously reported in the context
of catalytic gasification [26], the effect of pressure at these temperatures has only been explored in the
context of HTL in recent years [25,27,28]. As also seen in Figure 1, elevated pressures significantly
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impact water properties such that conditions favoring liquefaction rather than gasification can be
reconstructed at supercritical conditions. For example, at 400 ◦C and 350 bar, the ionic product is
almost the same as at 350 ◦C, 250 bar, which are “favored” conditions in the literature, but the elevated
temperatures drive reactions and their kinetics to achieve more complete deoxygenation. Due to
changes in specific heat capacity as well as low compressibility of liquids, the energy cost of going
to supercritical conditions is not prohibitive. This is probably one of the most significant single
developments within HTL in the last decade.
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1.2. Why Continuous?
Batch activities in the field of HTL are common in the literature, due to their relative simplicity of
operation [9]. Batch approach consists of loading a mixture of water and biomass into an autoclave,
possibly with the addition of a catalyst. The autoclave is then heated up to the desired temperature and,
after the selected reaction time, the system is cooled down and the products collected and analyzed.
Virtually any type of material can be screened in an autoclave and a wide range of operating conditions
and process variations can be tested [18,19,22,32]. A considerable advantage is that relatively high dry
matter concentrations can be achieved, without prejudice for the process. A charge with considerable
dry matter concentration, i.e., of 20% or 30%, can be easily processed, as there are no complications
due to plugging occurring in the pipes or difficulties in pressurizing and pumping the feedstock.
On the other hand, batch testing has several drawbacks, some of which are listed below:
1. Thermal transie ce. During batc operations, process conditions are not constant, because the
system has to go from ambient conditions to the desired temperature and hence pressure and
back. This transience makes it difficult to separate effects of temperature and time, which is
sometimes overcome by using the severity index of Overend and Chornet [33], lumping these
two into a single parameter. It is evident that, the faster this heating is, the more the effect of
thermal transience can be neglected. This can actually be achieved when the experimental device
has a reduced size [34].
2. Difficulty in decoupling temperature and pressure. In most batch experiments, pressure is obtained
by the heating up of the reactants. As a result, the experimental conditions are often those
corresponding to saturation conditions of water, i.e., the points lying on the saturation line in
Energies 2018, 11, 3165 4 of 35
the phase diagram. Pre-pressurizing the system with an inert gas can partially overcome this
problem. However, high pressure increases the solubility of the inert gas in liquid water, thus
making pre-pressurization less and less useful. In a continuous system, pressure and temperature
can be controlled in a completely independent fashion.
3. Different contact pattern. In a batch reactor, the reactants are usually completely mixed by means of
an impeller or by shaking the reactor itself. This contact pattern could be substantially different
from that achieved in a continuous reactor. For example, in a continuous stirred flow reactor
(CSTR), although there is continuous mixing, new fresh reactant is continuously supplied and
products are continuously removed. In a continuous tubular reactor, flow pattern (laminar or
turbulent) can significantly change the outcomes of the process.
4. Significant distance towards actual industrial implementation. The industrial utilization of batch
type reactors is normally justified only for the production of high added-value products, often
produced in limited amounts. This is definitely not the case for fuel production, which often
accounts for production volumes in the order of thousands of barrels per day. Additionally,
HTL requires a thorough optimization in order to reduce the energy consumption of the process,
which can be effectively realized only in a continuous configuration.
It is, therefore, evident that batch processing alone is not able to give results that can be directly
utilized for the industrial development of the process. Moreover, testing in continuous devices allows
experiencing some technical issues and facts that are typical of continuous processing [35]. One of these
is, for example, high pressure pumping, which will be more specifically discussed in the following
part of this paper.
1.3. Scope of This Review
In this paper, documented reports of continuous HTL are reviewed, limited to those applications
in which the aim is the production of a liquid fuel from biomass or organic material. Typical conditions
for an HTL process considered in this treatise involve temperatures no lower than 300 ◦C and pressures
high enough to keep water in a liquid or supercritical state.
The aim of the review is to present the evolution of the activities in the field and the different
options available in the open literature, demonstrating the current state-of-the-art. Attention will
be given to the description of the different solutions that have been developed to the most
common technical issues in the field, such as high-pressure pumping, pressure reduction of the
products and optimization of heat exchange. Furthermore, the results of literature studies will
be also compared in terms of yield and energy efficiency, by adopting a graphical methodology
(Section 3). Aspects concerning the upgrading and valorization of the biocrude and water-phase will
be also discussed.
2. Continuous HTL Systems at a Glance
In recent years, several different studies have been proposed in the literature concerning
continuous HTL [35]. These plants cover many different sizes: from very small, laboratory-scale
plants to larger installations for demonstration on an industrial scale. In Table 1, the continuous HTL
plants reported in the literature are listed, along with the typical operating conditions of each one.
In Figure 2, the reaction conditions in terms of pressure and temperature are reported on the state
diagram of water. It can be appreciated that the different continuous processes cover quite a wide
range of conditions, normally in the liquid water region. The selected operating conditions normally
fall close to the saturation line of water, and sub-critical conditions are preferred. In general, the
selected operating conditions do not deviate significantly from the saturation line. However, in some
studies, pressures even significantly higher than saturation pressures are adopted. Although most
HTL processes work at subcritical conditions, a few of them operate at or have tested supercritical
conditions, even up to 450 ◦C and 350 bar.
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Table 1. Continuous hydrothermal liquefaction (HTL) plants and setups documented in the literature.






Time (min) Catalyst Ref.
PDU–PERC
Albany, USA Tubular/stirred Wood 230–270 207 330–340 19–100 Na2CO3 [36]
PDU–LBL
Albany, USA Tubular/stirred Wood 43–360 207 340–345 11.3–465 Na2CO3 [36]
LBL
Berkeley, USA Stirred Wood ~1 200–230 330–350 ~20 - [37]
STORS–EPA, USA Column Sewage sludge 30 86–148 275–305 90 Na2CO3 [38]
STORS–Organo Corp., Japan Column Sewage sludge 240 88–98 290–300 N/A - [39]
HTU® process
Shell, The Netherlands
Tubular Wood 10 180 350 6 - [40]
HTU® process
Biofuels B.V., The Netherlands
Tubular Sugar beet pulp, onion pulp 100 180 350 15 - [41]
Pacific Northwest National Laboratories
(PNNL), USA Stirred + tubular
Algae
1.5 200 350 27–50
- [42,43]
Macroalgae - [44]
Grape pomace Na2CO3 [45]
Wastewater solids - [46]
University of Sydney, Australia Coils in sandbath Algae 24–40 200–250 350 15–20 - [47,48]
University of Illinois, USA Stirred Swine manure 0.9–2.0 103 305 40–80 - [49,50]
Iowa State University, USA Tubular Fungi 3.0–7.5 270 300–400 11–31 - [51]
Chalmers University of Technology, Sweden Fixed bed, with recycle loop Kraft lignin 1–2 250 350 6–11 ZrO2, K2CO3 [52–56]
Aalborg University, Denmark Tubular
Wood/glycerol
20 300–350 390–420 15 K2CO3
[27]
Wood [28]
Karlsruhe Institute of Technology (KIT),
Germany
Tubular, with recirculation Waste biomass 0.29–0.63 250 330–350 5–10 K2CO3, ZrO2 [57]
Tubular, with MeOH gasifier Yeast, pomace 0.06–0.61 200–250 330–450 1–30 K2CO3, ZrO2 [58,59]
Stirred Algae 0.76 200 350 15 - [60]
University of Leeds, UK Coils in sandbath Chlorella 0.6–2.4 185 350 1.4–5.8 - [61]
Aarhus University,
Denmark
Tubular (bench) Dried digested grains with solubles 0.36–1.44 250 250–350 ~20 K2CO3 [62,63]
Tubular (pilot), with oscillator Wood, sewage sludge, Spirulina 60 220 350 10 KOH, no [64]
Imperial College London, UK Tubular, hexane as co-solvent Algae 0.03–0.24 180 300–380 0.5–4 - [65]
Bath University, UK Concentric tubular Wastewater algae 0.18–0.42 160 302–344 17.7–41.8 - [66]
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Time (min) Catalyst Ref.
University of Twente, The Netherlands Coils in sandbath Scenedesmus sp. 0.06–0.33 150–300 250–350 7–30 - [67]
Cat-HTR™ process
Licella, Australia N/A Pulp/paper, plastics 10,000 t/y
2 N/A N/A N/A Yes [68]
Hydrofaction™ process
Steeper Energy 3, Denmark-Canada Tubular Wood 20 300–350 390–420 15 K2CO3 [13]
Green2black™ process
Muradel, Australia Tubular Tires, algae 168 200 360 10 N/A [69]
HTP process
Genifuel, USA Stirred + tubular
1 Sewage sludge N/A 200 350 45 N/A [70,71]
W2F process
ENI S.p.A., Italy N/A
Organic fraction of municipal solid
waste 1–5 100 250–310 60–120 N/A [72,73]
CatLiq® process
SCF Technologies, Denmark
Stirred Wet digested grains with solubles 30 250 350 1–15 ZrO2 [74]
CatLiq® process
Altaca Enerji, Turkey
N/A Different wastes and residues 15,000 2 250 350 N/A Yes [75,76]
TDP process
Changing World Technologies, USA N/A Turkey waste 8500 N/A 200–300
4 N/A - [77,78]
1 Genifuel utilizes the HTL concept developed at PNNL. 2 Announced scale-up throughput. 3 Reported activities by Steeper Energy take place in the same plant as Aalborg University. 4
Temperature of the first stage. The process includes a second stage for thermal cracking at 500 ◦C.
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In this section, the state of the art in continuous HTL processing is reviewed from a historical,
research and commercialization perspective.
2.1. Historic Process s
The development of processes for the liquefaction of solid biomass follows the needs for oil. A
strong driving force in the field was represented by the oil crisis in the 1970s, where the price of oil
increased and thus new solutions for non-conventional energy sources were researched. The correlation
between high oil prices and bioenergy research has been a constant throughout the years, as it is shown
in Figure 3.
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In the field of biomass liquefaction at high pressure for the production of bio-crude, the first
documented experiences are those conducted in the facility at the Pittsburgh Energy Research Center
(PERC) of the U.S. Bureau of Mines. During the late 1960s, the group of Appell at PERC developed a
process for the liquefaction of cellulosic biomass [80] and waste biomass [81] in order to produce a
liquid with fuel characteristics. The experimental activities were the basis for a further development
that took place in a process development unit (PDU) in Albany, Oregon. This facility was designed
in 1973 and operations started in 1976. The process operated in PERC involved the liquefaction of
biomass at temperatures up to 371 ◦C and pressure up to 275 bar, in the presence of Na2CO3 and CO.
Biomass, in the form of wood flour, was fed to the system as a slurry, obtained by mixing with the oil
from the process, which is recirculated back to the pump.
It can be seen that this process is essentially an adaptation to biomass of the Bergius process,
which was developed in the 1930s for the liquefaction of coal [82]. The Bergius process involved high
temperatures and pressures, although in the presence of hydrogen. The issue of processing solids at
high pressure was solved by mixing grinded coal with part of the heavy oil product from the process
itself, so that a slurry could be made. Moreover, the Bergius process featured the addition of carbon
monoxide in order to increase the yields and quality of the products. All these solutions were also
adopted during the development at the PERC facility [83].
During the process development activities, another significant different configuration was tested.
The initial process configuration based on oil recirculation turned out to require very high recycling
ratios (even up to 1:19). This eventually led to ash accumulation and was not sustainable for the
process. An alternative was proposed, involving prior liquefaction of biomass in water, by using acid
hydrolysis at 180 ◦C. This modification was developed by Lawrence Berkeley Laboratories (LBL) and
hence involved water as the slurry vehicle [37]. Before feeding, Na2CO3 was added to the slurry in
order to set its pH to basic values. This modified process was also successfully tested in the PDU in
Albany, as from the late 1970s [84]. A detailed description of the operations carried out in this facility
and the different stages of process development can be found in [36]. However, the experiences in
Albany were stopped at the beginning of the 1980s, because of the drop in oil price, which made
biofuels economically uncompetitive.
In the same years, Shell laboratories in the Netherlands started considering processes for
alternative fuels from biomass, in order to face oil crises. During the 1980s, the development of
the Hydrothermal Upgrading (HTU) process took place [40], involving the construction of a pilot plant.
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The selected technological pathway involved the HTU process followed by hydrodeoxygenation, in
order to upgrade the produced bio-crude to fuel. The process consists in the reaction of a biomass
slurry at subcritical conditions (330 ◦C). The biomass to be treated is first pretreated in order to obtain
a paste which can be pumped. This was obtained by softening the biomass at 200 ◦C by mixing it with
the water phase obtained from the process. As a result, a homogenous paste is obtained, which can be
pumped by means of a piston pump. The flow is then heated up in a heat exchanger and then enters a
reactor, where a residence time of 15 min is obtained. The HTU process does not involve the utilization
of a catalyst. The development of the HTU process was suspended by Shell in 1993 and from then the
activities were carried out by the company Biofuel B.V. [41].
During the 1980s, several other attempts were followed in order to achieve biomass
liquefaction [85]. One example is the so-called DoS (Direct-one-Step) process, developed at the
Hochschule für Angewandte Wissenschaften Hamburg (Germany) [86,87]. This process involves wood
liquefaction at high temperature and pressure in the presence of hydrogen and steam. However, the
DoS process was only conducted in a semi-continuous device. Moreover, it also appears substantially
different from the concept of HTL, as reactions are mainly aimed at hydrogenation and are not
conducted in a prevailing aqueous environment.
In 1986 the “STORS”: Sludge-to-Oil Reactor System [38] process for direct hydrothermal
liquefaction was proposed by the U.S. Environmental Protection Agency (EPA). This process was
conceived for the direct continuous thermochemical liquefaction of primary municipal sewage sludge.
It was envisaged as an option to effectively dispose of sewage sludge and, at the same time, upcycle the
products to higher value. The activities for the STORS process involved experiments on a continuous
prototype, capable of processing up to 30 L/h of slurry. This prototype essentially consisted of a
vertical, stirred tube with the injection of sludge from the bottom. The composition of the feed included
20% of solid sludge feedstock and 5% of Na2CO3 as a catalyst. The authors performed different tests,
operating at temperatures between 275–305 ◦C, pressure 1700–2150 psi and residence times from 1 h
to 4.5 h. In general, their yields went from 7% to 36%, the highest being reached at 275 ◦C, with the
longest residence times. From an energy point of view, they managed to recover up to 64.8% of the
original biomass energy into the produced biocrude. Complete conversion to products took place
within 1.5 h at 300 ◦C.
Based on this design, the STORS process was implemented also in other locations. This is the
case of Organo Corp., which designed a unit for the liquefaction of sewage sludge in their labs in
Onogawa (Japan) [39]. This demonstration unit was capable of processing up to 5 t/d of dewatered
sludge, corresponding to a wastewater treatment plant for around 20,000 people. The reactor worked
as a sort of distillation column, where top products were collected and flashed, giving a condensate
and a bottom product. From the bottom of the column, another product (distillate) was recovered.
Each of these fractions was collected and then separated into a heavy oil, an aqueous and a solid
phase. Process conditions involved temperatures between 290–300 ◦C and pressures from 88 to 98 bar.
Results showed overall heavy oil yields of 47.9% on moisture ash free base. The largest part of the
oil came from the bottom (35.5%), followed by the distillate (11.2%) and, only to a very small extent,
to condensate (1.2%). The authors performed an estimation of the energy balance for a scale-up to
60 t/d and found that no auxiliary fuel is required for the operations, while producing 1.5 t/d of oil as
surplus energy.
2.2. Research Plants and Setups
2.2.1. Pilot Plants
An active continuous setup is the one built at the Pacific Northwest National Laboratories (PNNL)
by the group of Elliott and coworkers [42]. This is a continuous setup intended for the processing of
different types of biomass. The activities have been focused on the processing of algae (both macro-
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and micro-algae) and residues from agroindustry such as grape pomace. A process flow diagram of
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dry matter concentrations, ranging from 5% up to 34.4% in the case of algae slurry. Yields are also
quite different and they go from a minimum of 8.7% for macroalgae [44] to a maximum of 71% for
Chlorella [43].
At the University of Sydney, Australia [47], a lab-scale plant exists with a rating of 350 ◦C and
250 bar. The plant is based on a double pumping system, constituted by two pumps in series. The first
is a low-pressure screw pump that is used to provide enough suction to the second, high-pressure
pump. This latter device is represented by a piston pump (GEA Niro Soavi model Ariete NS3006P
triplex), which is capable to reach pressures up to 600 bar and flow rates of 15–90 L/h. The reactor
is represented by four coils disposed inside a heated fluidized sand bed, which is able to provide
fast heating. After the reactor, the flow is cooled down by means of a first heat exchanger operated
with distilled water and then partially expanded to 10 bar, using a pressure control valve. Here, the
flow is cooled down by exchanging heat with the incoming fresh reacting mixture. Afterwards, a
back-pressure regulator performs the final expansion of the products, which are collected downstream.
The work conducted at the University of Sydney has been addressed to algae, in particular Chlorella,
Spirulina and Oedogonium [48]. The experiments, all in subcritical conditions, are mostly carried out at
low rather low values of dry matter content (mostly 1–5%, with a few attempts at 10%) and residence
times of 3–5 min. The maximum biocrude yield of 42% was interestingly achieved at the highest dry
matter concentration and temperature conditions (10% and 350 ◦C).
Apart from algae, research reactors have been also built for the processing of waste streams.
In their work carried out at the University of Illinois at Urbana Champaign, USA, Ocfemia et al.
developed and tested a pilot plant for the liquefaction of swine manure [49,50]. The feed was
prepared in the form of a slurry by using a commercial blender and then a solid content of 20%
was utilized. The chosen reactor configuration is a CSTR, with a residence time of approximately
60 min. This configuration was chosen in order to achieve an easier temperature control inside the
reactor itself. As far as pumping is concerned, a rotary piston pump was adopted to pressurize the
feed. This class of pumps was selected because they do not include a valve, which will be problematic
due to a high risk of plugging. The plant can be operated with or without the addition of a process gas,
namely CO.
Pilot plant HTL processing of waste streams was also carried out at the Iowa State University,
USA, by Suesse at al. [51]. The reactor system is relatively straightforward, as it comprises a slurry
pump, a pre-heater and an HTL reactor of 1.5 L capacity. The system was designed by Supercritical
Fluid Technologies Inc. (Newark, Delaware) and was rated to 450 ◦C and 690 bar. In this system,
a plunger pump was utilized in order to pressurize the slurry, which consisted of a slurry of the
filamentous fungus Rhizopus oligosporus at 270 bar. This substrate may be considered as a side product
of corn ethanol industry. Indeed, this fungus can be utilized to provide effective water treatment of the
thin stillage, a sort of syrup derived from the centrifugation of solid distillation residues. The results
obtained with fungal biomass showed biocrude yields of approximately 48–61%, with an oxygen
content in the range 12–16%. The authors highlighted that, in a continuous system, the impact of
changing reaction conditions is definitely less evident than when operating with batches. According
to their results, switching from subcritical to supercritical conditions did not lead to an appreciable
change in the yields. As far as the quality of the reaction products is concerned, the authors reported
that similar characteristics of microalgae oil were found at 300 ◦C.
HTL has been also applied to the treatment of Kraft lignin, a by-product of the pulping industry.
Finding a useful utilization for Kraft lignin is of high importance, since this product is produced in
large amounts and its normal utilization is as a fuel for boilers. The liquefaction of Kraft lignin was
carried out by Chalmers University of Technology (Gothenburg, Sweden). Their experimental setup
consists in a 0.5 L fixed bed reactor, manufactured in Inconel and packed with pellets of zirconia (ZrO2).
The reactor includes an internal recycle loop, with the aim of mixing and effectively pre-heating the
reactants before they come into contact with the catalyst bed [52,53]. A typical experiment involves
the preparation of a mixture composed by deionized water, lignin, K2CO3 and phenol, which was
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adopted as a char suppressing agent. The yields of oil are quite considerable, ranging from 58% to 74%,
although the produced biocrude presents a relatively high oxygen content (15–21%) compared to the
feed (26%) [52–56]. This shows the difficulty in producing a valuable product from lignin. However,
HTL proved to be a valid process to convert it into a liquid product for further processing.
In the class of the pilot plants, an important role is played by the continuous HTL plant built at
Aalborg University (Denmark) in joint collaboration with the company Steeper Energy ApS. This plant,
named “CBS1” (Continuous Bench-Scale unit), features a 10 L tubular reactor and it is designed to
operate in supercritical conditions. A process flow diagram is shown in Figure 5. An interesting aspect
of this plant is the system utilized to reduce the pressure. Indeed, while the other devices normally
show a back-pressure regulator or similar devices in order to expand the product, this plant features a
system based on capillaries. Reaction products flow through a length of capillary tube, and hence, the
pressure is reduced due to head losses.
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The CBS1 plant was utilized for a nu ber of differ t n i portant aspect that was
investigated concerned the possibilit f ti [27,88]. It is ind ed known that
the recirculation of the water phase i fi i l t t cess, since it can enhance the yields [22].
The activities carried out on the CBS1 u it re eale t at ater ase recirculation can positively
affect the yields of biocrude, as well as its hydrogen-to-carbon ratio. In the same study, the authors
investigated the utilization of glycerol as a co-solvent in order to reduce the formation of char and to
be able to process high organic content feeds, obtaining successful results.
Another point that was investigated in this plant was the two-stage HTL of wood [28]. In this
approach, HTL was preceded by a milder hydrothermal pretreatment, able to produce a biomass paste
that is pumpable. Thanks to this pre-treatment stage, it was possible to prepare a feed with 25% of dry
lignocellulosic biomass content that could be pumped at 300 bar in a homogenous way, i.e., without
segregation of water and solids after pumping. Being able to feed a highly concentrated slurry to a
continuous HTL plant is a crucial issue in view of process development to industrial scale. Processing
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at high biomass concentrations can indeed increase the biocrude yields and also improve the energy
balance, by reducing the amount of water to heat up, hence reducing the production costs.
Recently, Aarhus University (Denmark) has built and commissioned a continuous pilot plant for
HTL with a throughput of around 1 L/min [64]. This plant involves the utilization of a high pressure
pump in order to pump the biomass slurry up to 220 bar and it can be operated at 350 ◦C. A heat
exchange system allows for heat recovery from the hot reaction products, with reported efficiencies
in the order of 75% [64]. An interesting feature of this plant is the hydraulic oscillator, intended to
increase turbulence in the whole reactor system and thus achieve better mixing leading to a more
uniform residence time distribution and as well as providing enhanced heat transfer.
2.2.2. Bench-Scale Plants
Bench-scale plants are mostly utilized at universities and research institutions for fundamental
research or as first experimental devices to obtain data in view of a future scale-up. They are normally
of reduced sizes, with reactor volumes often no larger than a few hundred mL.
One of the first documented studies was carried out at the Karlsruhe Institute of Technology,
Germany [57–59]. Here, a small continuous device was built for the HTL of baker’s yeast and
other residual biomass. This system consisted of an electrically heated tubular reactor (127 mL),
able to reach the maximum temperature of 350 ◦C. The feed, in the form of an aqueous slurry, was
placed in a pressurized tank with a piston driven by water, compressed to the desired working
conditions by means of high-pressure pumps. Products were then cooled down and expanded through
a back-pressure regulator.
This general concept was adapted to a different range of experiments. A first work by
Hammerschmidt et al. [57] concerned the continuous recirculation of the reacting mixture through
the reactor. This was achieved by installing a recirculation pump at both ends of the tubular reactor,
obtaining recirculation rates between 1:4 and 1:10. Different slurries with solid concentrations from
6.5% to 20% were processed, made out of waste streams from the food industry and industrial
wastewater treatment. K2CO3 was utilized as a homogeneous catalyst and pellets of ZrO2 were used
in the reactor as heterogeneous catalyst. A remarkable result is that they obtained two different oils: a
top oil, i.e., lighter than water, and a bottom heavy oil. However, the variation in the recirculation rate
did not bring to appreciable effects. They also highlighted an increase in oil yields with the increasing
dry matter concentration, which is beneficial for the economy of the process.
In a subsequent study, the setup was modified, eliminating the recirculation loop and providing
a system for co-feeding in-situ generated hydrogen, through the hydrothermal gasification of
methanol [58]. Tests were performed on relatively highly concentrated slurries of baker’s yeast
(13.1–33.0% dry matter content), with the addition of K2CO3 as a homogeneous catalyst. Process
pressures higher than the critical pressure of water were established and supercritical HTL was also
tested in some cases. The authors found that the optimum reaction temperature was 400 ◦C, with
shorter residence times being preferred to maximize oil yields. The resulting oil was found to have
around one order of magnitude less oxygen than the feed. Interestingly, the authors reported that
the process is very robust, as it only responds with very small variations even to large changes in the
operating conditions.
The very same setup was also employed in a subsequent study [59] with used yeast and apple
pomace. This work aimed at clarifying the effect of the heating rate and of the potassium concentration
in the feed. Results showed that higher amounts of K2CO3 are effective in lowering the viscosity of
the biocrude and reducing the formation of char. A fast heating rate was also beneficial to reduce
the viscosity and the density of the oil, as well as to reduce the amount of organic material in the
aqueous phase.
While continuous systems for HTL are commonly operated as tubular reactors, there are also cases
where the same operations were conducted by means of a continuous stirred tank reactor (CSTR). This
is the case of the study by Lopez-Barreiro et al. at the Karlsruhe Institute of Technology, Germany [60].
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The choice to utilize a CSTR can be found in the very fast heating of the reacting mixture and, especially,
in the minimization of the risk of plugging. This is an important challenge for systems involving the
processing of a viscous slurry at high pressure. Indeed, in order to ensure a reasonable energy balance,
the feed cannot be excessively diluted: processing thick and viscous slurries is therefore unavoidable.
On the other hand, as it is known from general theory, CSTR reactors often have lower theoretical
conversions compared to PFR. Additionally, they are also more difficult to scale up. In this study,
biocrude yields of around 40% were achieved, which were found to be lower than the corresponding
batch experiments at the same conditions. In general, processing feeds at higher concentrations was
found to be beneficial for the biocrude yields.
Another continuous bench-scale HTL device was built at the University of Leeds, UK [61].
It consisted of 4 coils of 1.5 m length, for a total volume of 98 mL, submerged inside a sand bath.
The adopted design appears quite similar to that of the setup built at the University of Sydney [47],
which was discussed in Section 2.2.1. This setup was able to work with algal slurries at 10% and made
use of a Series 900 hydraulic diaphragm metering pump from Aquflow (USA). The author reported
that, although the pump was rated 206 bar and 24.6 L/h, at the operating conditions of 185 bar the
maximum achievable flow rate was 2.5 L/h. The authors found that higher yields could be obtained at
lower residence times, although the oxygen and nitrogen level were also higher. Therefore, higher
residence times (5.8 min), despite lower yields, were able to give higher HHV (higher heating value) in
the biocrude.
A very detailed and comprehensive description of a bench-scale setup for HTL can be found in
the work by Mørup et al. [62], from Aarhus University, Denmark. Also, in this case, the system is
based on a tubular reactor, with different sizes that can be adjusted to the actual aim of the experiment.
An important aspect is represented by the heating system, which is achieved by means of an induction
coil. The reacting mixture is placed in two cylinders with pistons. Two HPLC pumps are used to pump
an amount of water to the back of the pistons, so compressing the slurry, which is pumped to the
system. The amount of water is continuously measured by weighing the water-feeding vessel. It is
therefore possible to know the displaced volume on the cylinder, hence the volume and flow rate of
slurry. Although the metering is not as precise as it could be with a proper syringe pump, this system
has a number of advantages. Indeed, it can avoid the purchase of a very expensive syringe pump and,
especially, the direct pumping of a viscous slurry, which could be problematic. Additionally, HPLC
pumps can achieve quite high values of pressure (in this case: 410 bar), which cannot be normally
reached by commercial syringe pumps suitable for slurries. Having the possibility to use higher
pressures can be helpful to overcome blockages in the plant.
In this setup, a filter was placed before the backpressure valve and after cooling the reacting
mixture down to around 100 ◦C, in order to allow ease of flowing. The filter device is basically
represented by a settling volume. The flow is drastically slowed down and this causes solid particles
to settle and be separated, thus avoiding damages to the backpressure regulator.
The so-described setup was employed for studies with distiller dried grains with solubles (DDGS),
which is a by-product from ethanol industry. Results showed that this setup was able to give
reproducible results. The authors, indeed, performed different experiments obtaining a biocrude
yield of approximately 39%, with oxygen content of 15%. On the same plant, a subsequent paper
by Biller et al. [63] carried out an experimental campaign to test the effect of water recirculation, by
comparing the results also with similar batch experiments. The results highlighted that the recycle
of water phase is beneficial to the yields of oil, which went from 38.9% of the first cycle to more than
50% of the following cycles. Compared to the corresponding batch experiments obtained in the same
conditions, the continuous reactor yielded higher amounts of biocrude. The differences for the first
cycle—the only ones which are directly comparable—show a yield of 38.9% vs. 30.3% in the batch,
thus confirming the general trend observed in the literature.
One of the smallest continuous devices in the literature is the one built at the Department of
Chemical Engineering of the Imperial College of London, UK, by Patel and Hellgardt [65]. The whole
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system is a lab scale, tubular reactor device with a total volume of 2 mL. The device was utilized
for HTL tests with the aid of a co-solvent, in this case cyclohexane. The reactor also includes a liner
made of quartz, in order to avoid the adverse effect of reactions with the stainless-steel surface, which
is said to promote the formation of char. The co-solvent was employed to further limit possible
blockages in the reactor and to enhance reactive extraction. Among the possible solvents, cyclohexane
was chosen due to its stability at hydrothermal conditions. The feed was represented by an algal
biomass (Nannochloropsis sp.) at 1.5% and the reaction conditions involved relatively short residence
times, comprised between 0.5 and 4.0 min. The results highlighted good conversion of the reacting
mixture. The authors noticed that the flow characteristics of the system do not influence the yields
in a relevant way, and indicate that potential higher yields could be achieved at higher temperatures
and shorter residence times. Despite the very low dry matter concentration of the feed, the obtained
yields of biocrude are relatively high. It is indeed possible that the co-solvent is able to extract organic
compounds from the water phase, hence increasing the oil yields.
Recently a new plant concept was proposed from the University of Bath, focusing on the
development of a lab-scale continuous HTL device with reduced cost and relatively lower plant
complication [66]. The core concept behind this study is represented by the complete elimination of a
pump. In the work by Wagner at al. [66] this issue is addressed by simple pressurization of the slurry
by means of compressed gas. Also, in this case, the slurry is stored in two cylinder-piston vessels,
which can be pressurized in turn by means of high-pressure nitrogen. Although in this way the driving
force for the slurry can be effectively supplied, the drawback resides in the impossibility to control
the flow rate. In order to achieve this aim, a manual gas flow regulator (basically a needle valve) is
placed on the vent line of the system. Another interesting feature of this system is represented by the
reactor. Indeed, the reactor is represented by a vertical tube featuring an inner tube in the middle.
The flow is thus first directed vertically from the top to the bottom of the unit and afterwards it goes
upwards. Solids are thus allowed to settle and accumulate on the bottom of the reactor vessel, thus
limiting the problems downstream. The authors reported successful operations with this system while
operating with 1 L of an algal slurry at 5 wt. % concentration of solids. Their results highlighted that
the best system performance is obtained with the highest system flow rate. It could be thus inferred
that reduced residence times are beneficial to the yields, at least at the reaction conditions involved in
this study. It should be however mentioned that the biocrude collected in this study was represented
not only by the one collected at the collection vessel, but also by the washing of the reactor (heavy
biocrude) and by the washing of the reactor outlet pipelines and vessel itself (light biocrude). All these
operations were conducted with a solution of water and chloroform.
Another lab-scale continuous HTL plant was built at the University of Twente,
The Netherlands [67]. This system features a tubular reactor of 5.5 m length with an internal diameter
of 3 mm, for a total volume of ca. 39 mL. In order to provide a better arrangement, the reactor was
coiled into 22 rings and placed in a fluidized sand bed for heating. The setup also includes a reciprocal
pump, which was able to deliver a 5.65% dry matter content algal slurry at a flow rate from 1.0 to
5.5 g/min. The authors showed the important effect played by operating at higher temperatures
(350 ◦C) on both biocrude yields and deoxygenation. They also highlighted combined effects of
temperature and reaction time, especially for the occurrence of repolymerization reactions. Also,
in this work, the collection of biocrude was carried out by means of solvent extraction, by using
dichloromethane (DCM).
2.3. (Near-) Commercial Processes
Processes involving continuous HTL of biomass have also been developed by commercial
companies, which conducted the scale up of the processes up to sizes compatible with industrial
applications. Although HTL can still be considered as an emerging technology, there are already some
companies that are active in its commercialization and which, in some cases, have built demonstration
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units. Unlike research reactors, for commercial processes only a few data are available in the open
literature, or they could even not be available at all, due to obvious confidentiality reasons.
The Australian company, Licella Pty Ltd., has developed the so-called Cat-HTR™ (Catalytic
Hydrothermal Reactor) process. This process is mainly addressed to non-edible biomass and especially
to agricultural and industrial residues and wastes, such as pulp, paper and plastics. The core
of this technology is represented by a catalytic reactor for HTL, where an inexpensive catalyst is
utilized [89,90]. The company has performed a process development since 2009, going from a small
pilot with a capacity of 100 t of slurry per year to the current development, which will figure a
commercial plant for 125,000 t/y to be constructed in 2019 on the NSW Central Coast (Australia).
The products from the process will be utilized for the production of both biofuels and chemicals,
among which resins, adhesives and aromatics. No data about the process products have been made
available in the open literature.
Licella has come into a joint venture with the Canadian company Canfor Pulp Products Inc. in
order to further develop and demonstrate its technology for the treatment of wood residues from
Canfor’s pulp mills in Prince George, BC, Canada [91]. The project, worth around CAD49 million, has
received funding from the Sustainable Development Technology Canada for CAD13 million [92].
The Danish-Canadian company Steeper Energy developed the Hydrofaction™ process [13] in
collaboration with Aalborg University, Denmark (Figure 6). Two main points distinguish this process:
(a) operating above the supercritical point of water and (b) recirculating both water-phase and oil-phase
organics. The choice of operating at supercritical conditions takes its justification owing to the peculiar
properties of supercritical water. In particular, the Hydrofaction™ process operates at pressures higher
than the critical pressure of water, above the so-called pseudocritical line (PCL). The process can
thus take advantage first of all from the higher operating temperatures, which favor faster kinetics.
Selecting a higher pressure (300–350 bar) allows having, at the same time, a much higher density
than the one that could be reached at pressure just above the critical point. Moreover, this choice
improves the stability of the process, since at lower operating pressures, the gradient of density change
as a function of temperature is much higher. In other words, operating at pressure e.g., of 250 bar
would imply drastic density variations due to temperature changes of only 10–20 ◦C, with negative
impact on the process itself. Moreover, at the selected operating conditions ionic product is high
enough to reduce the unwanted radical reactions, leading to polymerization and coking. High pressure
allows for eliminating this sort of problems, as previously discussed. The process is also potentially
competitive compared to subcritical approaches, because the additional energy required to reach
higher temperatures is insubstantial at high pressures, due to the low specific enthalpy of water.
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The other important feature of Hydrofaction™ is the recirculation of both oil and water
phase. As previously mentioned, the recirculation of water phase already has been treated in the
literature [22,27,63]. First of all, the recirculated water phase is beneficial for the preparation of
the biomass slurry. Indeed, the presence of small oxygenated molecules, such as ketones, organic
acids and phenols, enhances solvolysis and acidolysis and hence biomass dissolution, enhancing
pumpability. Moreover, during reaction, the small organics act as radical scavengers, thus reducing
coke formation and reducing in turn the formation of new water solubles, improving process yields.
Bio-oil is recirculated as well and it is mixed with biomass for the preparation of the slurry, thus
improving its rheological properties. Similar to the water phase, bio-oil recirculation plays a beneficial
effect on the yields, due to a radical scavenger and intermediate stabilizer effect.
From the Hydrofaction™ process, bio-crude yields in the order of 45% were recorded, with an
average oxygen amount of 10.5% [13]. Recently, the construction of an industrial Hydrofaction™
demonstration plant in Norway has been announced by the Norwegian-Swedish joint venture Silva
Green Fuels [93]. The project is worth USD59 million and the start-up is planned for spring 2019, with
a capacity of around 4000 L per day.
The Australian company Muradel Pty Ltd. is a further player in the field of HTL. This company
has developed a technological platform called Green2Black™, focused on the hydrothermal conversion
of sewage sludge [69]. Their technology can be integrated into existing wastewater plants. The whole
concept comprises several steps, among which a pretreatment of the feedstock to produce a pumpable
slurry, the conversion in a reactor operating at sub-critical water conditions (350 ◦C, 200 bar) and then
the upgrading and fractionation of the produced biocrude [94]. The company has been running the
“Muradel Demonstration Plant” (MDP), located in Whyalla (South Australia) since 2014. They report a
typical conversion of 60% of the organic fraction into biocrude oil. The company is also continuing
their research on the utilization of alternative biomass, such as algae but also rubber waste (e.g., tires).
The technology developed at PNNL (Section 2.2.1) was also utilized in a subsequent commercial
development of the process, carried out by the company Genifuel [70]. Genifuel proposes the
Hydrothermal Processing (HTP) process, based on reaction at 350 ◦C and 200 bar, with residence
times of approximately 45 min. The envisaged field of application is that of treating of wet solids
in connection with wastewater treatment plants. The strong points of the HTP process are the high
conversion of the organic matter, leading to a COD in the effluent water below 100 mg/L. The company
also shows that an HTP plant is smaller than an anaerobic digester and that a number of different
feedstocks can be utilized, as well. A comprehensive evaluation of the Genifuel process for sewage
sludge treatment is available at [71].
The Italian oil and gas company, ENI S.p.A., has developed and patented a HTL process for the
production of liquid fuels from the organic fraction of municipal waste [95]. The process, named
“Waste-to-fuel” (W2F), has been tested in the R&D Center of the company in Novara, where a pilot
plant with a throughput of 1–5 kg/h was built and successfully operated [73]. The process involves
reaction at around 250–310 ◦C for 1–2 h. A commercial scale-up of this technology has been announced
in the company’s production site in Gela, Italy [72].
Among the commercial processes, the HTU process, originally developed by Shell, has already
been mentioned. After the stop in operation in 1993, the development of this process was taken over
by the company Biofuel B.V. in 1996. Since then, the process was further improved and a pilot plant
was built in Apeldoorn (The Netherlands), with a capacity of 100 kg/h for processing pellets of sugar
beet pulp. Several activities and research projects were carried out in collaboration with different
Dutch companies and institutions [41]. After 2008, the activities carried out by Biofuel B.V. were taken
over by NextFuels LLC, U.S.A., who announced the construction of a demonstration plant in Asia
to convert agricultural waste from palm oil production, with a capacity of around 1000 barrels oil
equivalent per day [96].
The Danish company SCF Technologies, who operated a continuous facility in Copenhagen,
developed the CatLiq® process [97]. The key feature of the CatLiq® process is the presence of
Energies 2018, 11, 3165 18 of 35
two different types of catalysis: homogenous catalysis, obtained by mixing K2CO3 in the feed, and
heterogeneous catalysis, which makes use of zirconia (ZrO2) inside the reactor. The selected operating
conditions are subcritical (280–370 ◦C and 250 bar) [98]. The reactor utilized is thus a packed bed
reactor, where a continuous recirculation of the products is achieved. Recirculation rates in the order
of 9:1 are considered. This was done in order to obtain a faster heating rate, resulting in the fresh
incoming feed only requiring a reduced amount of heat. The process was applied to the treatment of
dried distiller grains with solubles (DDGS), a byproduct from the bioethanol industry [74]. The feeding
mixture involved a dry matter content of 25%. A slurry was prepared by first reducing the particle size
down to 0.5 mm and then mixing with water and with 2.5% K2CO3. Results showed oil yields of ca.
34%, with an energy recovery in the oil of 73%.
Operations conducted by SCF Technologies were terminated in 2011. The intellectual property
related to the CatLiq® process was then acquired by the Turkish company Altaca Energji, which built
a demonstration plant in Gebze, Turkey, with a throughput of 60 kg/h [75]. The activities carried
out on this pilot plant will serve as an input in view of the building of a demonstration plant with a
throughput of 15 t/h, currently being built in Gönen, Turkey [76].
Changing World Technologies (CWT) has developed a process called Thermal Depolymerization
Process (TDP), based on a patent by P. Baskis [99]. This process consists in the formation of a water
slurry and its reaction in hydrothermal conditions. After this reaction, the pressure is dropped but
the temperature is further increased, in order to separate the volatile components from the remaining
solid part. The volatile vapors are then condensed in order to give different oil fractions. The company
CWT was founded in 1997 and was committed to the development of the TDP process, aiming mainly
at solid waste. The company started a bio-refinery plant in Carthage, Missouri, using the waste from a
neighboring turkey processing plant [77]. However, the plant was closed in 2009 due to odor issues
and then reopened in 2011, using different feedstock [100]. The company, which filed for bankrupt in
2009, is now owned by the Canadian company Ridgeline Energy Services.
Recently, the Australian company Southern Oil Refining has announced the construction of a
demonstration-scale plant for the HTL of biosolids, with a targeted capacity up to 1 million tons per
year. Biocrude will be then upgraded to drop-in fuels by means of Southern Oil’s refining facilities.
For this project, worth AUD11.8 million, the company has received AUD4 million from the Australian
Renewable Energy Agency [101].
3. Interpreting Data from Continuous HTL Processing
When the different HTL processes are compared, one of the first characteristics is the yield of
biocrude. This is easily understandable: bio-crude is the targeted product and thus achieving the
highest yields is of evident importance for the process performance. However, yields alone cannot
be considered without paying attention to the quality of the produced oil. It is difficult to provide
an exhaustive definition of “quality”. However, one definition of quality can be associated with the
higher heating value of the produced oil, which, in turn, is a function of the oxygen content of the
biocrude. A higher HHV of the oil implies that a larger part of the oxygen has been converted into
other products (gases or water solubles), thus resulting into lower mass yields. The tradeoff between
these two tendencies must be accurately investigated in order to establish an optimum.
A more appropriate parameter for comparison is the energy yield of the process YE, defined as




= r · Ybc (1)
where r is the energy ratio, i.e., the ratio between the higher heating value of the bio-crude (HHVbc)
and of the initial biomass (HHV0), and Ybc is the mass yield of biocrude. The energy ratio r can thus be
expressed as:





Due to the principle of energy conservation, and assuming adiabatic conditions, the energy yield
of the process cannot be higher than 1 (assuming an adiabatic system). In other words, the amount
of energy in the produced biocrude cannot be higher than the amount of energy of the feedstock.
Consequently, the maximum theoretical value of energy ratio that can be achieved for a given yield





If energy ratio is plotted versus biocrude yields, the line representing the maximum energy ratio
is a hyperbole, where the value r = 1 is achieved for Ybc = 1, and which tends to infinite for yields
approaching 0. Similarly, other lines corresponding to energy yields of 0.25, 0.50 and 0.75 can be
plotted. The closer an experimental point is to the ideal curve, the higher the share of the energy of
the feed that goes into the biocrude and the lower that which goes into products different than the
biocrude, i.e., char, gases and water-soluble organics. This is thus a more complete measure of the
success of the process in delivering energy to the biocrude than the mere mass yield.
In Figure 7 the different data points from some of the experimental works presented in Section 2
are shown. Data is reported only from those studies in which the required data were given, i.e., dry
ash-free yields and HHV of both feedstock and biocrude, or from which this information could be
retrieved by straightforward calculations (e.g., determining HHV from the elemental composition, by
means of the Channiwala-Parikh correlation [102]).
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Adhering to theory, the experimental points mainly fall below the ideal line, with only two
exceptions. In one case, corresponding to the STORS process, 100% efficiency was achieved. However,
in this case the original publication [38] is reporting total energy recoveries even higher than 100%,
which look questionable. One point of the University of Illinois also appears as an outlier, probably
caused by the adoption of literature data for the HHV of the feedstock. However, for both cases, the
data is included in the graph as reported by the original source.
3.1. The Influence of Dry Matter Concentration
In order to maximize the outcome of the process, it is evident that the results should approach
the ideal conversion line as much as possible. Ideal conversion would imply that the whole energy
content of the feedstock is transferred to the biocrude product, while no energy is “lost” in char,
gases or water-soluble organics. From Figure 7 it can be observed that this situation is approached by
different data points, obtained with different starting feedstocks and under different process conditions.
One important feature that can be extracted from this analysis is that most of the points close to
the ideal curve were obtained working with dry matter concentrations normally higher than 15%.
Additionally, it can also be observed that most of these points were all obtained in pilot-scale plants, i.e.,
larger than lab- or bench scale systems. In Figure 8, selected data points are plotted, where the same
investigators have varied only the dry matter content of the feed and kept all other parameters constant.
From Figure 8 a clear tendency can be observed: operating at higher dry matter concentrations results
in higher yields, while the energy ratio remains approximately constant. This is particularly evident for
the data obtained by the University of Sydney. Working at higher concentrations implied a shift from
the left to the right in the graph, hence improving process efficiency. The authors indeed observed that
carbon yields in the aqueous phase were higher than 50% when the dry matter concentration in the
feed was 1%, and then this value tended to decrease to around 30% for a 10% feed. Same behavior
can be observed with the results of KIT, for both types of algae used in their study. The trend of the
experiments at PNNL is less uniform in terms of energy ratio, but it is anyway possible to observe a
tendency from the left to the right in the graph.
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Operating at relatively high values of dry matter concentration is therefore beneficial for the
yields of biocrude. This is linked to the phase equilibria that are established under reaction conditions.
When a low dry matter content is adopted, a large amount of water is available per unit biomass.
This situation determines the migration of more oxygenated compounds to the water phase. Hence, the
yields of biocrude tend to decrease. Operating at higher dry matter concentrations helps overcoming
this issue, resulting in higher biocrude yields. Moreover, from a process point of view, this choice
translates into lower amount of water to heat up as well as a volumetrically more compact system,
hence achieving a better energy balance and lower CAPEX. Nevertheless, it is reasonable to expect
that the relation between yields and dry matter concentration cannot be uniformly increasing, since
phase equilibria, as well as technology limitations (e.g., pumpability), would impose an upper limit.
It is important to keep this effect in mind when evaluating HTL results although this is often
neglected for both batch and continuous experiments. The fact that often in the small bench-scale
systems lower efficiencies are reached may well be associated with operations with lower dry matter
concentrations in the feed. Indeed, some bench-scale research setups are not equipped with pumps able
to process highly concentrated slurries. Therefore, sometimes studies are conducted with highly diluted
feedstock, even with concentrations as low as 1%, as a work-around to pumpability issues. In general,
pumpability of biomass slurries has not received much attention, but recently studies [28,79,103,104]
have identified methodologies and tests to identify potentially pumpable slurries from different types
of biomass including lignocellulosics, microalgae, and seaweed. A simple test dubbed the “syringe
test”, in which a biomass slurry is pressed through a standard medical syringe has been shown to be a
fast and reliable method to determine whether a slurry is not pumpable [103]: if the slurry destabilizes
and separates into a dry and a wet fraction, this particular slurry is most likely not pumpable. If, on
the other hand, it stays a homogeneous slurry as it passes through the syringe, there is a good chance
but no guarantee that it will be pumpable at relevant HTL pressures.
For larger systems, a major study [105] carried out by PNNL identified a range of pumps capable
of reaching 15% dry matter content for wood particles less than 30 µm in diameter. This was supported
by a study by Aalborg University [103], in which wood powder was milled to less than 125 µm in
diameter allowing a pumpable slurry of 20% dry matter content to be continuously fed to an HTL plant.
Yet, for larger plants such a downsizing is likely to be quite cost intensive and different approaches to
use larger input sizes such as wood chips would be necessary. One demonstrated approach [28] to
this is a partial pre-pulping of willow chips of 30–70 mm in size using NaOH, and then mixed with
fresh wood powder to obtain a pumpable slurry of 25% dry matter. The NaOH from the pre-pulping
step was furthermore used to create an alkaline HTL reaction environment. Still, this remains an area
for engineering research, and, as stated by [105], vendor tests are likely to be necessary regardless of
feedstock and plant configuration for larger scale plants.
For very similar reasons, it can be hinted that the recirculation of the organics-rich water phase to
the HTL reactor can help improving biocrude yields. The water phase from HTL contains significant
amounts of dissolved organics. If this stream is used instead of clean water, the solubility equilibrium
can be shifted so that less compounds will go to the water phase. Specific experimental investigation
on this aspect was performed by Aalborg University [22,27] and Aarhus University [63] and they
confirmed the positive influence of water-phase recirculation on the yields. This feature has been
incorporated in the Hydrofaction™ process [13].
Phase equilibria between oil- and water-phase are thus of utmost importance to determine process
yields and therefore its profitability. For this reason, proper sampling and product collection must be
performed, in order that process yields are not altered. This is the case of a number of studies, mostly
carried out in small bench-scale devices, where products are collected by using solvents. The procedure
is often adopted when low dry matter concentrations are used and thus the manual collection of the
oil phase is difficult. However, the addition of a solvent (e.g., dichloromethane, DCM) to the water
phase enables the extraction of organic compounds from it. This eventually leads to measure higher
biocrude yields than without solvents, as was demonstrated by [32]. These effects can be found in
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some of the reported studies. For example, tests at Iowa State University [51], conducted at a dry
matter concentration of 4%, resulted in yields of 48–61%. Here DCM was utilized for product collection.
Data from the Imperial College of London [65], where hexane was used as a co-solvent, show yields
up to 37%, even though the HTL runs were performed at only 1.5% dry matter concentration. Similar
observations can be done for the data of the University of Bath (5% dry matter), where extensive
use of chloroform was carried out in order to recover the reaction products [66]. Although only an
experiment without the utilization of any solvent can clarify the influence of solvent for each of the
cited processes, data suggest that this is an aspect requiring deep attention, as biocrude yields can
be overestimated. On the other hand, several studies (e.g., Steeper Energy, Aalborg University and
PNNL) are based on pure gravimetrical separation of oil and water phase products. This approach is
to be preferred in order to perform a more realistic assessment of the process.
3.2. The Influence of the Feedstock
It is interesting to observe that, usually, the results from the same study tend to lie more or less on
the same energy densification line. This can be better appreciated in Figure 9, where energy yield has
been plotted against the yield of biocrude.
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From Equation (1), it can be easily observed that the slope of each straight line in Figure 9
represents the value of energy ratio r. The higher the value of r, the more the HHV of the biocrude is
increased with respect to the feedstock. Points obtained from the same biomass, although referring to
different experimental conditions, tend to lie approximately on the same straight line, hence showing
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similar energy ratios. In other words, although the yields of biocrude may differ, the HHV of the
produced biocrudes tends to be quite constant. It can be concluded that the different operating
conditions adopted in the literature are not able to determine an appreciable change in the HHV of the
product. This could be also due to the fact that the HHV of produced biocrudes do not normally show
a large variability. On the other hand, process conditions are crucial to achieve the highest energy
yields, directly impacting the efficiency of the process.
Furthermore, Figure 9 shows that HTL very effectively increases HHV of low-value feedstocks
such as low-HHV algae and sludge (HHV = 14–17 MJ/kg), with these data points clustering around
r = 2.8. Conversely, a lower energy densification is achieved for higher quality feedstocks such as
microalgae with high lipid content (HHV = 24–28 MJ/kg), clustering around r = 1.3, and even lower
for lignin (HHV = 28 MJ/kg), clustering around r = 1.15. The relatively low energy ratio is due to
the already high initial HHV of the feedstock or, in other words, to the low level of oxygen in the
initial biomass.
4. HTL Products Processing
Bio-crude produced from HTL cannot be utilized as it is as a drop-in transportation fuel, except
in specific applications such as bunker fuels or other such niches. Although the quality of biocrude
is sensibly higher than pyrolysis oil, oxygen and other heteroatoms should be still removed and,
often, hydrocarbons saturation and cracking should be achieved. This is generally achieved through
catalytic processing with hydrogen (hydrotreating), which will be shortly introduced in this section.
Bio-crude upgrading is the natural complement of the HTL process for an industrial implementation.
Hydrotreating can be carried out in a decentralized location, perhaps close to an existing refinery, in
order to reduce the costs.
Even the aqueous phase, which can be considered as a byproduct of the process, can be treated as
well in order to produce gases or H2 for the bio-oil upgrading step. In this section, a short overview of
the processing of products from continuous HTL operations is presented.
4.1. Bio-Crude Upgrading
Only a few works in the literature actually deal with the upgrading of bio-crude from continuous
operations. Early hydrotreating experiments were conducted on the oils from the Albany experiments
by Baker and Elliott at PNNL [106]. Hydrotreating tests on both PERC and LBL oils were reported,
utilizing both CoMo and Ni catalysts. In particular, complete deoxygenation was achieved for the
biocrude produced in the LBL mode, while the PERC oil showed a residual amount of oxygen around
0.8%. The authors also proposed and patented a multistep process, involving a first hydrotreating step
followed by the separation of light fractions and a subsequent hydrocracking step on the heavies, in
order to maximize the production of aromatic gasoline [107].
Upgrading tests on the PERC biocrude were also carried out at Chalmers Institute of Technology
by Gevert et al. [108]. Here, the authors utilized a CoMo catalyst to treat the PDU-PERC oil. Remarkably,
they applied a successful desalting pre-treatment on the biocrude, finding out that this oil was then
more readily upgraded than a solvent-extracted one. They also explored the possibility of using a
large-pore catalyst, but with scarce results [109].
As far as algal biomass is concerned, one example is represented by the work of Biller et al. [61],
who performed the upgrading of biocrude from the plant in the University of Leeds. Bio-crude
was produced from microalga Chlorella, by using the experimental system described in Section 2.2.2.
The produced bio-crude was then hydrotreated in a batch reactor with both NiMo and CoMo catalysts,
with a catalyst-to-oil ratio of 20% and two different temperatures: 350 ◦C and 405 ◦C. The results
highlighted that, in general, more severe conditions eventually lead to a higher degree of deoxygenation
and denitrogenation. On the other hand, a higher quality of the product is associated with a significant
decrease in the yields. The best results, considering both quality and quantity, were reached with the
CoMo catalyst. Other tests with the same bio-crude were carried out at the University of Illinois by
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Kunwar et al. [110], who tested Pd/C and a novel catalyst formulation, where Pd/C is supported
on bacterial biomass. Results for this novel kind of catalyst are encouraging and similar to those of
standard Pd/C.
The upgrading of biocrude from continuous plants was also carried out by the group at the
Imperial College of London by Patel et al. [111], on bio-crude derived from Nannochloropsis. Here
the authors screened several types of catalysts in a batch hydrotreating campaign. Noticeable
differences were observed among the different catalysts. The best result in terms of deoxygenation
was obtained with Pt/Al2O3 (1.6% oxygen, 63.5% yield). Oppositely, the highest yields were obtained
with NiMo/Al2O3 (96.6%), but almost negligible upgrading was achieved in that case.
Lopez-Barreiro et al. [112] performed batch upgrading of the oil produced in their continuous
CSTR setup at the Karlsruhe Institute of Technology [60]. Here, the authors tested two different
catalysts in a batch hydrotreater: Pt/Al2O3 and HZSM-5, obtaining yields from 50–62%. Both catalysts
were able to achieve a remarkable de-oxygenation. Denitrogenation was only observed when
processing Nannochloropsis. Pt/Al2O3 was more effective in terms of both yields and quality of
the produced oil, although the influence of the biomass turned out to be fundamental. Despite the
better performance observed with Nannochloropsis, the highest results in terms of energy recovery were
shown by Scenedesmus A.
A parametric study on the hydrotreating of Hydrofaction™ biocrude produced from hardwood
was performed at Aalborg University by Jensen et al. [113], by using pre-sulfided NiMo/Al2O3 in batch
experiments. In this study, parameters like hydrotreating temperature, pressure, and H2 availability
were changed, in order to find their influence. Temperature was found to play a determining role in
the extent of deoxygenation. Complete deoxygenation was achieved operating at 350 ◦C and 95 bar.
The effect of pressure is less evident: although an increase of pressure at 350 ◦C does not result in
appreciable changes, lowering the pressure to 60 bar reduces the extent of deoxygenation. In a later
study, the different effect of HTL catalyst on denitrification was tested [114]. Here, it was observed that
the presence of nitrogen results in pollution of the feed, which in turns causes a lower performance of
the NiMo/Al2O3 catalyst.
All the previously described hydrotreating experiments were conducted in batch autoclaves,
using the biocrude produced by continuous setups. Nevertheless, in a few studies in the literature, the
upgrading part was conducted in a continuous hydrotreater as well. Experiments were conducted by
the group of PNNL, who performed the upgrading of their biocrudes in a continuous mini-reactor,
equipped with two stages of hydrotreating of 40 mL, able to operate at pressures up to 12.4 MPa
and temperatures of 400 ◦C [115]. Elliott et al. upgraded algal biocrudes with a molybdenum sulfide
catalyst with cobalt promotion on a fluorinated-alumina support [42]. The biocrude did not need any
spiking with a sulfur agent, due to its naturally high sulfur content (between 3000 and 5000 ppm).
Hydrotreating was generally conducted at 405 ◦C, but for Solix LEA a dual-stage approach was
adopted: the first operated at 125–170 ◦C and the second at 405 ◦C. Hydrotreating pressure was 136 bar.
In general, they started with oils containing a relevant amount of nitrogen, never lower than 4% on dry
base. The hydrotreating results they report show an almost complete removal of nitrogen. Nitrogen
was rejected mainly as ammonia, which was found in quite high concentration in the process gas. The
oxygen content of the hydrotreated products ranges between 0.8% and 1.8%, indicating a relatively
poorer removal with respect to nitrogen-containing compounds. The authors however remark that this
could be also caused by the fact that oxygen is determined by difference, so this could lead to errors
in its determination. Another paper from the same group, authored by Albrecht et al. [43], showed
similar results on heterotrophically stressed algae biocrude.
Recently, research carried out by Steeper Energy and Aalborg University (Denmark) has explored
the continuous hydrotreating of wood-derived biocrude. In their research [25], the authors performed
the hydrotreating of forestry residue biocrude into drop-in fuels, by working with both batch and
continuous devices. The biocrude was produced from forestry residues through the continuous
Hydrofaction™ process, based on reactions at supercritical water conditions. The authors performed
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different tests, screening different possible hydrotreating catalysts: both sulfided and non-sulfided,
also accounting for multiple stages of upgrading. In their results, they demonstrated that complete
deoxygenation of the oil can be achieved with a sulfided NiMo catalyst, along with nitrogen contents
down to around 400 ppm. Additionally, a two-stage hydrotreating with non-sulfided supported metal
catalysts (NiW/SiO2/Al2O3 and Pd/Al2O3) was also able to fully deoxygenate the oil. However,
the testing of non-sulfided catalysts was carried out only in a batch mode and needs validation in a
continuous system, to check for deactivation.
In general, these studies which combine the whole cycle of biocrude production through
hydrotreating are of great importance in order to understand the potential of the process. HTL
and biocrude upgrading are indeed often studied as two separate technologies and this does not help
understanding how the two technologies interact and are linked. A remarkable result, which can
be observed from Table 2, is that the studies where both HTL and hydrotreating were performed
in continuous result in quite high yields of final upgraded oil on biomass base compared to those
involving batch hydrotreating. Indeed, overall carbon yields higher than 60% can be achieved.
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Pd/C 42.2 1.76 26.6 48.8
Aalborg University,
Denmark
Aspen wood 38.6 1.40 NiMo/Al2O3 41.1 1.57 N/A N/A [114]




37.2 1.34 NiMo/Al2O3 42.2 1.57 36.0 63.3
[25]38.0 1.34 NiMo/Al2O3 43.2 1.71 38.1 66.1
38.6 1.26 NiW/SiO2/Al2O3Pd/Al2O3




Wood 1 36.3 1.29 CoMo/Al2O3 45.2 1.75 N/A 68.9 [106]
Algae
(Solix) 39.5 1.52 CoMo/Al2O3 46.3 2.00 42.3 72.3
[116]
Algae
(NB238) 39.8 1.59 CoMo/Al2O3 45.4 1.87 32.1 57.5
Algae
(Cellana low lipid) 39.5 1.62 CoMo/Al2O3 45.2 1.92 51.4 83.5
Algae




39.4 1.47 CoMo/Al2O3 45.6 1.98 30.1 53.1
[43]
Algae
(Chlorella high lipid) 39.4 1.72 CoMo/Al2O3 47.1 2.04 63.9 86.8
Primary sludge 37.9 1.57 CoMo/Al2O3 46.1 2.00 28.6 50.7 [46]Digested solids 38.1 1.40 CoMo/Al2O3 45.7 1.92 32.0 70.5
1 Biocrudes obtained from the campaigns at the Albany process development unit (PDU-PERC, PDU-LBL). 2 HTL
experiments performed at the University of Leeds.
The overall aim of the process is indeed the removal of heteroatoms and, as well, the saturation
of hydrocarbons. It is therefore worth noticing how the removal of heteroatoms is achieved in the
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combined processes. In Figure 10 the deoxygenation and denitrogenation rates are reported, referring
to the original O and N content in the biomass. In the graphs, the extent of heteroatoms removal is
separately reported for HTL and hydrotreating.
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It is immediate to observe that deoxygenation (Figure 10a) is quite often obtained to a very high
extent. In all the consid red studies, the overall removal of oxygen is higher than 90%. Interestingly,
the largest part of the oxygen originally present in the biomass (from 60% to more than 90%) is already
removed in the HTL step. Subsequent hydrotreating has the role of completing this removal, but
the extent of removal is definitely lower with respect to the HTL step. The situation changes when
denitrogenation is taken into account (Figure 10b). Unlike the previous case, denitrogenation is usually
not largely achieved during HTL. The extent of denitrogenation indeed ranges from 15% to 50%. Hence,
the largest part of nitrogen should be removed in the hydrotreating step. As it can be observed in
Figure 10b, this is not completely achieved for many studies. The only two papers reporting complete
denitrogenation are those by Elliott et al. and Albrecht et al. These results suggest that the particular
type of catalyst utilized, along with the high temperature conditions involved, are crucial for the
removal of nitrogen-containing species. Additionally, it can be observed that these two studies are the
only ones conducted on a nitrogen-rich biocrude featuring a continuous hydrotreating step, the others
reporting just batch experiments. It could be then hypothesized that the steady state conditions and
the higher level of process parameters control achieved in a continuous system can help in enhancing
nitrogen removal. Further research is needed to clarify these mechanisms and to achieve stable and
reliable nitrogen removal from nitrogen-rich biocrudes.
4.2. Aqueous Phase Processing
As HTL is conducted at hydrothermal conditions, water represents a large part of the process
feed. Therefore, considerable amounts of aqueous phase are produced by the process. This product
stream includes the oxygenated molecules that are preferably dissolved in water: ketones, organic
acids, phenols and some itrogen-containing compounds [63]. As it was presented in Section 2, some
processes deal with the recirculation of water phase inside the plant itself [13,27,63]. Nevertheless, the
aqueous phase cannot accumulate in the process and therefore there must be a continuous fractional
discharge. It is normally not possible to simply discharge this product in the environment, as its TOC
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(total organic carbon) is too high to comply with legislation limits. On the other hand, the organic
content of this stream makes it an interesting feed for further processing.
An envisaged alternative for aqueous phase processing is represented by catalytic hydrothermal
gasification (CHG) [116]. Indeed, the aqueous phase from HTL presents itself as a completely liquefied
stream of oxygenates. It can be thus easily pumped at high pressure. CHG of the HTL aqueous
phase has been tested at PNNL. Elliott et al. carried out the CHG of the aqueous phase by using a
suitable catalyst and at the same conditions of the HTL process (350 ◦C, 200 bar) [42]. Starting from a
stream with a COD of 5400–11,250 mg/kg, they managed to obtain a final COD of 165–1000 mg/kg.
They also produced a combustible gas composed of methane and carbon dioxide. On the other hand,
nitrogen was not removed to a high extent, which constitutes an issue in view of wastewater disposal.
Similar results were also obtained in other studies from the same group from the processing of grape
pomace [45] and wastewater solids [46].
5. Techno-Economic Considerations
Engineering and economic studies are paramount elements in assessing the feasibility of and
optimizing continuous HTL. As it has already been reviewed, although several continuous HTL
facilities exist (or have existed), none has yet reached commercial scale. Despite the fact that the
Fuel Readiness Level (FRL) of the CAT-HTR™ technology (Licella) has been categorized as FRL 6 by
Mawhood et al. [117], and that the Hydrofaction™ technology (Steeper Energy) can be deemed TRL
5–6 (moving probably into TRL 7–8 with the announced demo-plant), to the authors best knowledge,
there are no publicly available detailed data for commercial HTL operations economics. According
to Lane, indicative economic models show that Licella can produce biocrude at a cost of $50–70 per
barrel (year 2015), whereas Steeper Energy indicate a price range of $70–80 per barrel of biocrude (year
2018), and “upgraded biocrude to renewable fuels, lubricants or biochemicals for well under $90 a
barrel” [93,118].
Despite the fact that no data for commercial operations is available, a number of techno-economic
assessments (TEA) based on various HTL scenarios (e.g., different feedstock and process configurations)
have been conducted and published, from which important information on cost distributions and
process sensitivity is elucidated [119–122]. Based on these studies, a minimum fuel selling price (MFSP)
of finished fuel (e.g., gasoline equivalents) can be estimated confidently within the range of 0.61(±0.16)
− 1.29(±0.18) US$/L. Within this range de Jong et al. estimated a MFSP of renewable jet fuels to
0.88–1.22 US$/L from a forestry residue and wheat straw feedstock, which in conclusion is highly
competitive to other renewable jet fuel technologies [119]. From these TEAs it becomes quite evident
that a few parameters highly dominate the HTL process economics. Not surprisingly, the medium
temperatures and high pressures involved in (especially supercritical) HTL result in substantial CAPEX,
from which Knorr et al. identified particularly the HTL reactor but also process heat exchangers as
cost intensive hardware [123]. The high cost of the heat exchangers relates mainly to the low heat
transfer coefficients due to viscous feedstock slurries. Other critical, and very sensitive, cost parameters
affecting the MFSP include feedstock price, biocrude yield, hydrogen price and consumption. Based
on the TEAs available the following process elements should be addressed and optimized in order to
minimize production costs of HTL derived bio-fuels:
• Optimization of the solid content of the HTL feed slurries.
• Optimization of biocrude yield.
• Optimization of HTL reactor liquid hourly space velocity (LHSV).
• Optimization of heat recovery and phase separation systems.
• Optimization of fuel yield from hydrotreating and minimization of hydrogen consumption.
• Combined large and small HTL scale and integration benefits (e.g., with existing refineries).
For the core HTL processing system—that is from the feed preparation at the frontend to the
recovered biocrude at the backend—the detailed assessment by Knorr et al. [123] identified three
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primary challenges in designing the reactor section: «(1) maximizing heat integration, (2) managing
the risk of poor heat transfer due to high viscosities in the feed streams, and (3) minimizing CAPEX
associated with the reactor system itself, given the very high required pressures».
Confronting the four identified reactor design challenges, two main suggestions arise; (1) dilution
of feed streams to overcome viscosity and thereby heat transfer challenges, and further sub-critical
operation at a short residence time, yet sufficient to ensure proper biomass conversion and biocrude
yield, to minimize reactor CAPEX. In a narrow perspective, such an approach may overcome certain
technical challenges but on the other hand derive additional side effects. A specific technical challenge
that may result from operating with diluted feed streams is the liquid-liquid equilibrium (LLE) between
the aqueous phase and the liquid oxygenates produced from hydrothermal treatment, the effect of
which is shown in Figure 8. Since the hydrothermal processing results in substantially deoxygenated,
and hence more hydrophobic, compounds, the spontaneous phase separation as a result hereof is
advantageous from a processing point of view. Operating with diluted feed streams will inevitably
shift the LLE, resulting in a higher solubilized fraction in the aqueous phase, obviously decreasing
the apparent biocrude yield, due to the definition of the biocrude as the water insoluble fraction.
The effects of biomass-to-water ratio for various types of biomass have been discussed elsewhere
(Section 3.1).
Another challenge to consider with respect to LLE is the pressure and temperature effects on the
equilibrium balance. As pointed out by Knorr et al. [123], the economic effects of separating product
phases at hot conditions are distinct. The main reason being a decrease in number of heat exchangers
needed. However, it is general knowledge that as water enters the near-critical region, its solubility
properties change dramatically. Consequently, a liquid-liquid phase separation at hot conditions may
not occur spontaneously. Further research on these aspects has to demonstrate the applicability of
hot phase separation and its direct effects on process economy. Lastly, diluted feed streams has a
significant negative impact on overall process economy due to a low organic throughput, and hence
underutilized system capacity. Therefore, optimization of the solid content of the HTL feed slurries
has to consider multiple aspects and not only throughput and yields.
6. Final Remarks and Recommendations
6.1. Reactors and Plants
The analyzed literature on HTL in continuous plants shows a number of experimental devices,
with many different solutions explored. The most common reactor configuration is tubular, which
benefits from ease of scalability and absence of moving parts. However, CSTR reactors or combinations
of CSTR and PFR are also documented. CSTR can have the great advantage of reducing plugging and
allowing faster heat exchange. Nevertheless, heat transfer can be also increased in tubular reactors by
means of particular adjustments, such as utilizing an oscillating flow [124]. In some works, reactor
design is also performed in order to allow the removal of solid by means of gravity, which could be an
interesting perspective. For most of the current HTL continuous processes, residence times between
15–30 min are adopted, with both subcritical and supercritical conditions.
Techno-economic feasibility of HTL requires that relatively concentrated slurries are processed.
Large effort has been devoted to the problem of pumping a highly concentrated feed to very high
pressures. Literature clearly reports successful pumping of dry matter concentrations of 30% up to
pressures of 300 bar by using syringe pumps or even by using custom-made cylinder-piston systems
driven by hydraulic pumps. Over all, it is important that a stable slurry is produced, which could be
effectively pumped.
Another important issue in continuous processing is represented by the selection of materials,
which can be subjected to important phenomena of corrosion, due to the harsh reaction environment.
Although several reactors are manufactured in stainless steel, the adoption of nickel alloys, e.g., Inconel,
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could be indicated in order to ensure the necessary operating life of the plants. Such a solution should
be carefully evaluated, do the high cost of nickel alloys, resulting in higher CAPEX.
The overall optimization of the processes, especially in terms of heat recovery from the products
is definitely an important topic to be addressed in view of scale-up. Effective heat recovery from the
hot streams, as well as from the combustion of fuel gases or solid products, is an interesting aspect to
be tested and optimized.
6.2. Developing a Common Paradigm for Product Processing and Results Reporting
Developing reliable processes for HTL requires that the process performance can be compared in a
straightforward manner. In this review, a methodology involving the simultaneous measurement and
reporting of mass yields and energy ratio has been proposed. Although not exhaustive, this approach
allows a fast comparison among the processes, thus enabling to visualize the tradeoff between the
amount of produced oil and the energy content of the oil itself. Such an approach can be much more
informative than the mere mass yields. Nevertheless, in order to allow for consistent comparisons, it is
very important that future studies in the field of HTL report the HHV of both feedstock and biocrude,
as well as the yields of biocrude on a dry ash-free base.
It is also important that a common paradigm of processing HTL products is developed. It has
been shown that the utilization of solvents during product collection can significantly alter the results,
especially in terms of yields. This practice is more common in small devices operated at low dry matter
concentrations in order to simplify products collection, but directly defines the definition of what is
considered a liquid and what is a solid due to the solubility properties of the different compounds
within the biocrude. Gravimetric separation is more likely on larger plants, as demonstrated on the
plant at Aalborg University and by Steeper Energy, but even here, solubility aspects are important to
understand due to ensure as good a separation of water soluble and insoluble compounds as possible.
This is a topic for future research.
6.3. Focusing on the Whole Chain: HTL + Hydrotreating
The ultimate scope of the current research on HTL is the production of renewable fuel from
biomass. Hence, the sole liquefaction process is not enough, as biocrude upgrading is necessary
to achieve the goal. It is thus not possible to consider HTL as a standalone process and all the
technical and economic evaluations on this must include the two processes together. It is of utmost
importance that parameters such as the yield of upgraded oil and the degree of deoxygenation and
denitrogenation are considered on the basis of the original biomass. It is also very important that mass
and elemental balances are drawn for the whole picture including HTL and hydrotreating. In particular,
carbon balances may help comparing the efficiencies of different processes and feedstocks, enabling
to determine which share of the original biomass can actually go to valuable products. Combining
this information with the degree of deoxygenation and denitrogenation can also give a measure of
the quality achieved in the produced upgraded oil. A further focus must be the content of inorganics,
mainly metals, in the biocrude, as this directly impacts the design and viability of the upgrading stage
due to catalytic deactivation effects.
An important piece of information to be retrieved is represented by the share of external energy
that should be supplied to the process, either as thermal or chemical energy. To this point, it is
important to quantify the H2 consumption of the upgrading process, especially referring to the
externally supplied hydrogen, produced from non-renewable feedstock. From a sustainability point of
view it is therefore apparent that the higher such amount, the less renewable will be the fuel produced.
For the same reason, an important research line to be followed is represented by the utilization of HTL
gases in the hydrotreating process. As reported by [25], the in-situ generated hydrogen from HTL
could potentially cover up to 50% of the H2 demand for the upgrading. This option could potentially
reduce, or maybe avoid, the utilization of external H2, thus leading to a fully renewable fuel. Another
possible strategy could be the utilization of H2 produced from renewable sources, e.g., by using the
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surplus power from fluctuating sources such as photovoltaic or wind turbines. Such an integration
of the HTL plant with other renewable energy source could be extremely beneficial and it should be
tested both practically and theoretically.
Furthermore, the possibility of integrating HTL and the existing facilities for oil refining can open
new perspectives for biocrude upgrading. Different strategies can be followed, such as: co-processing
biocrude and fossil oil fractions in existing hydrotreaters, co-processing in fluid catalytic crackers
(FCC) [125] or even the fractional distillation of biocrude, followed by co-processing of the single
fractional cuts. Once again, the evaluation of the whole value chain should be considered, with special
attention to the share of renewable carbon that can be achieved in the products from co-processing.
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